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19011914/55 

ihe. Investigation of tha Process of Formation of Diacetylene Compounds from Acé- 

tylene Derivatives With One substituent. I. On the neehanisa ¢2 voraation of the 

Diacetylene Compounds 
upon the process, 38 well ao for the purpose of dcteruining tho 
-yeaaction nechanisu. shud the already suggested avelnmisan of forna 
tion of the diacetylens conpounds fron acc ty lene derivatives pro@- 
vided with one gubutituernt in their reactions with copper galte ie 
further daveloped. It 4g shown that the rorartion of the diacetyle- 
ne coupounds in aqueous galutions takee place according to the 
{ono-radical nechanisa, where the dons of the acetylenide forn 
first, facilitated py the copper ion’. Further the acetylenide 
jona ara by the dono of the pivalent. copper oxidized into radicals 
which are reconbined into the molecule of th. diacctylene compound. 
pi are 3 figures, 4 tables, and 15 references, 9 of which are 

avice ‘ 


ASYOCIATSIONs State Institute o Applied Cheaistry (Gosudarstvenny/ institut 
prikladnoy yhimit 


SUBMITTED: September 27, 1956 


AVAILABLE! Library of Congress 


1, Diacetylene compounde-Production 2, Diacetylene compounds= 
card 2/2 Chemical reactions 
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yy AS 
79~11-15/56 
Pikhtengol'ts, V- 3.» Kiebanskiy, Ae Le ¢ Rzhendzinskaya, K- Ae 


Investigations in the Field ofthe Synthesis of Organosilicon Con- 
pounds. IV. Hydrolysis of Dine thyldichlorosilane With Hethylalco- 
hol, Where Noncyolic Poly ailoxens and Methylchloride Fora (Insie- 
dovaniye v oblasti sinteza kremniyorcaniche skikh goyedinenty- Iv. 
Cidroliz dimetildikhloroilans netilovya spirtom 8 obrazovaniyes 
lineynykh polieiloksanoy 4 khiloristogo metila) 


ghurnal Obshohey Khimid, 1957, Vol. 27, Nr 11) pp+2964-2989 (vss) 


Dialkoxy-derivatives are obtained on action of alcohols upon di- 
mothy 1dich iorosilane ((cit,) SiCl, + 2ROH—» (CH, ) 31(OR)» 4 2HC1), 
put their yield 4s smll 4 the réoidue being converted to high- 
-molecular compounds. In the presence of aluminua, which binds 
hydrogen chloride the percentage rate increases up to 60 %, the 
high-molecular compounds being further reduced. It can te agsuned 
that the high-molecular residue forna in the process of synthesis 
jn the hydrolysis of the ethoxy derivatives with water that sepa- 
rats upon action of hydrogen chioride upon the alcohol, This made 
the authors think that a stepwise hydrolysis of the dinethyldi- 
chlorosiiane with fornation of noneyelic polysiloxens ie possible 
in the interaction of aloopol and hydrogen chloride. When nethyl- 
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79-11-15/56 
Investigationsin the Field of the Syntheasia of Organosilicon Compounds. IV. Hydro- 
lysis of Dinethyldichlorosilane With Mothylalcohol, Where Noncyclic Polysiloxens 
and Hethylchlordie For 


alcohol was used it could be reckoned with the formation of noathy? 
chloride and the rogeneration of the initial product which was 
spent in the synthesis of diaethyldichlorogilane. When catalysts 
are used (H,SO0, and FeC1,) the polysiloxena obtained ao final pro- 
ducta of thé hydrolysis dre converted to polycondensation products 
resenbling caoutchouc. - Thus a method was worked out for obtain- 
ing noncyclioc rolysiloxons immediately from dinethylchlorosdlane 
by hydrolysig with methyl alcohol. With un oxceas of nethyl al. 
cohol (250 + 300 %) the acthyl chloride used forthe aynthesis of 
the dimethyldichlorostlane to be hydrolyzed can be completely re- 
generated, This method can be eaployed for the production of ree 
aia, targa and. stable oils, with utilization of the ty-products of 
the dimethyldiohlorosilane synthesis. The rubbver-like polyconden« 
sation products gave satisfactory practical results after vulcani- 
sation, There are 1 figure, 4 tablea, and § references, 1 of which 
1g Slavic, 

SUBMITTED: October 22, 1956 

AVAILABLE: Library of Congress 


Card 2/2 1. Silicon coupounds (Orgenic)-Synthesis 2, Dinethyldichlorosilane- 
Hydrolysis 3. MethanoleChemioal reactions 
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AUTHORS * Klebans .» Fikhtengol'ts, V. S., Kariin, Ae Vo 29-12~28/43 


TITLES Investigations in the Field of the Synthesis of Silicon-Organic Com 
gai (Issledovaniye v oblasti sinteza kremniyorganicheskikh soyedis 
nensy) nee , 


y, The Synthesis of Polysiloxanes With Combined Radicals (V. Poluche* 
niye pohisiloksanoy 80 sweshannymd radikalami). 


PERIODICAL: Zhurnak Obshchey Khimii, 1957, Vol. 27, Nr 12, pp. 3321-3324 (USSR). 


ABSTRACTS In the present work the authors try to explain the effect of polar 
substituents on the characteristics of polysiloxanes. For this purpo- 
se chicromethyl- and dichloromethylderivatives of pethylaxanes were 
produced by direct chlorination of the corresponding methylchlorosi« 
lanes with ultraviolet radiation with subsequent hydrolysis and poly= 
condensation. The chlorination of dimethyldichlorosilane was carried 
out according +o data from publications by conducting the sulfuris-a* 
cid dried chlorine through dimethyldichlorosilane in the stirring 
flash with ultraviolet radiation (qsart2zlamp with in the flask). After 
the direct chlorination of di,ethyl- and trimethylchlorosilane under 
these conditions the chlorinated final products were 4solated. These, 
as well as their compounds with dimethyldichlorosilane after the hy» 
drolyses with methylalcohol resulted in the corresponding polysiloxa* 
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FREE 


., _ Investigations in the Field of the Synthesis of Silicon-Organic  79-12.26/L3 
“Compounds. = 
V. The Synthesis of Polysiloxanes With Combined Radicals. 


nes. The authors stated the better solubility of the hydrolysis pro= 
ducts, which have chloromethylderivatives, in water and methanol as 

well as their more complicated polycondensation compared with purs 
dimethylsiloxanes. The authors also showed that the presence of chloro= 
methyl groups in the caoutchouc-type polysiloxanes causes & certain 
deterioration of the physico-mechanical parameters of rubber but ma» 
kes it more resistible against frost. The authors assume that the chicos 
rine atom could be replaced by the SH-group. 

There are 1 table, and 6 references, 1 of which is Slavic. 


October 22, 1956. 
Library of Congress. — 


1. Silicon compounds (organic) - Synthesis 


Card 2/2 
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20-2-25/60 
Dobler, 2. F. 


The Réle of Complex Compounds and Cations of Complex-Forming 


Components in the Polymerization of Acetylene 
kompleksoobrazuyushchikh kou- 


nykh soyedineniy 4 kationov 


(Rol' konpleks- 


ponentov v reaktsii polimerizateii atsetilena) 


PERIODICAL: Doklady Akademii Hauk SSSR, 


(USSR) 


ABSTRACT: 


It 19 not possible to consider the 


1957, Vol. 114, Hr 2, pp- 323-326 


mechanisa of reaction of 


acety lene polymerization aé definitely determined. Study of 
the formation of complex compounds of the acetylene hydro- 
carbons with solutions of CuCl-MC1l and of the part of the 


different components of the solution in the 
the significance 
in catalytic reactions, and to con- 


made it possible to determine 


ferent complex compounds 


polymerization 
of the dif- 


firm the ionic mechanisa of the polymerization reaction. In 


connection with the 


Card 1/4 per atom. During this proceas, 


mobility of the 
tylene compounds oan te easily polarized by the central cop- 
they push the chlorine stoms 


W-electrons the ace- 
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20-2+25/60 

The Réle of Complex Compounds and Cations of Complex-Forming Components | 
in the Polymerization of Acetylene | 
; , d take their place. ‘ 

Pe here of coordination of copper an ‘ 
oF ec rtias of complex compounds is confirmed by the gud 


stantial inorease 4n the solubility of acetylene and ner - 
pede Belge be higher sotnn tine precipitation from ; 
furthermore by the subsequent © ee ine eecleny 
tion, this precipitation containing 
Fe ot garonestous The composition of the cli acer rom 
showed that it changes in accordance ee rune the ating 
4n accor 
MCl-cation, furthermore also ee 
g in dependence on 
of the acetylenehydrocarbons, an dare 
hors of the paper 
MC1 in the solution. The aut 
pe obtained the complex sompounds in mete Sted 
state and confira their composition a8 given by Se eueaanias 
Cinsburége Furthernore, the authors eee eT. ie 
tylene and of 4te ta@ramers, 43 

or aslens: aheie empirio formulae are given. If recap 

inylacetylene is solved in CuCl-MC1 solutions, ST eetion 
‘ ntration of the hydrogen atons {noreasess at po don “a 
v vinylacetylene, on thepther hand, it oe bap we 
the latter caJe further complex compounds are 


Card 2/4 
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20-2-25/60 
fhe Réle of Complex Compounds and Cations of Complex-Forning Components 
4n the Polymerization of Acetylene 


contain HCl. A close relationship between the ionising capa~ 
city of the complex compounds and the catalytic activity of 
their solutions was discovered. The latter increases when 
the hydrogen ionization in the hydrocarbon is inoreased. Wa- 
ter is necessary for the ionio hydration of the complex con- 
pounds. Without water, no donization takes place, and con- 
sequently also no acetylene polymerization. The above con- 
firms the ionic mechanism of acetylene polymerization. The 
dependence of the degree of fdonization of the acetylene con- 
plex compounds is reproduced on Figure % contained in the 
paper under review. Also amino salts can be used as complex 
components. The amines are arranged in an increasing series 
with respect to their degree of polarity, characterized by 
the constant of dissociation. Figure 4 of the present paper 
illustrates the dependence of the activity of a catalyzer 
upon the quality of the amines. The transformation of vinyl- 
acetylene into acetylentetramer increases with decreasing 
molecular weight of the cation. The activity of the catalyser 
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AUTHORS: Mal'nova, 0. Nw, Mikheyey, Ye. Ps, 20-4-21/52 


Klebanskiy, A. L., Golubtsov, S. A., and 
af dlimonova, N. P. 
; TITLE: On the Catalytic Phenylation of Hydrogenous Alkyl- 
« ..., OGhlorosilanes by Benzene (O kataliticheskom fenilirovanii 


"3!" wodoradcpodershashohikh alkilkhlorsilanov benzolom). 


PERIODICAL! Doklady AN SSSR, Vol. 117, Nr 4, pp. 623-625 (USSR) 947 


ABSTRACT: This reaction of the alkylohlorosilanes mentioned in the . 
title above with aromatic hydrocarbons has been treated 
only inaufficiently in scientific literature. A short 
literary review reveals among other facts that as yet in 
almost every case elements from the third group of the 
periodic system have been used as catalysers. The authors 
preferred to use boric acid as a catalyszer sufficiently 
active and fitting for their purpose. If it is added to the 
reaction mixture in a quantity of 0,1% the formation of 
phenyl-trichlorosilane is restrained almost completely. 
Otherwise there is hardly any possibility of separating it 
from methyl-phenyl-dichlorosilane by rectification. The 

Card 1/3 increase of compression in the autoclave - chiefly caused by 
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On the Catalytic Phenylation of Hydrogenous Alkyl~ 20-4a21/52 
Chlorosilanes by Bensene oe Bo 


elimination of hydrogen-ceases, according to the temperature : 
of synthesis, at 290° after one hour, at 250° after two hours, - 
Warming for a longer tine is not profitable (see patents, — « 
references 2-4,6) as in that case the exploit of the final 
product defreases. With 0,1% boric acid the optimal temperature 
is by 240°. If the temperature is caused to fall by 5-100 
the reaction is decisively retarded. The comparatively saall 
exploit of alkyl-phenyl-diohloroad lane is caused on the 
whole by the high Capability of Feaching of the alkyl- 
dichlorosilanes which suffer not only phenylation but 
different other *ransformations such as changes of thernial 
rearrangement, condensation, and Feaction with alkyl-phenyl- 
dichlorosiiane. The details of table 2 confirm the assumption 
that the augmentation of the proportion of bensene #111 
inorease the exploit of alkyl-phenyl-dichlorosilane. Under 
optimal conditions it reaches 40% of the reacting methyl- 
dichlorosilane. Finally by-products are mentioned. The 
reciprocal reaction of bensene and ethyl-dichlorosilane in 
presence of boric acid is analogous. The optimal temperature 
Card 2/3 is about 2500, 
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Preparation of carboxymethylheptanethyloyclotetrasiloxane. Khia, 
nauka i prom, 3 no,2!285-286 '56, (TRA 1136) 


a se a ad inatitut iuutawies keuctruka in, 


(Siloxanes) 
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TITLE: 


PERIODICAL: 


ABSTRACT: 


Klebsnskiy, A. a Sayadyan, A. G., 19 28: 3-1/61 
arkhudaryan, WoC, 


Investigation of the Polycondensation Mechanion of 1,36 
-Dichlorobutene-2 Under Action of Friedel - Krafts- 
Guotavson Catalysts I (Izuchenize mekhanizna polikondensatsii 
1,3-dikhlorbutena-2 pod vliyaniyes katnlicatoroy Pridelya- 
Kraftea-Gustavsona I) 


(ngEn} Obshchey Khiaii, 1958, Vol. 28, Nr 3, pp. 569-574 
SSR 


The polycondensation of 1,3-dichlorobutene-2 under action 

of Friedel - Krafts - Custavson catalyots was announced by 
the authors alrendy earlier (ref.1). Other references are 
lacking. The polymers of these compounds are, however, of 
interest ae they are fila-forming substances. Besides, this 
polycondensation modela to a high degree the vulcaniantion 
process of polychloroprene (CH, ==CH-CCl=ci# ) under the 
action of metal oxides. Tho pofycondensatio of 1,3-di- 
chlorobutene-2 was carried out by the authors in the presence 
of AlC1,, FeCl,, ZnCl, and SnCl,. In all caces low-molecular 
and resinous pfoducts are obserded, the poivcontonsation 


APPROVED FOR RELEASE: 06/19/2000 CIA-RDP86-00513R000723010010-7" 


"APPROVED FOR RELEASE: 06/19/2000 CIA-RDP86-00513R000723010010- 


Investigation of the Folycondensation Hechanion of 1,3- 79-28 -3-1/61 
-Dichlorobutene-2 Under Action of Friedel-Krafts-Guatavaon 


Catalysta 1 


Card 2/3 


process taking place most clearly mainly under the formation 
of high-molecular polynera when AlCl, is used. The reaction 
with FeCl, takes place slowly. which’makes it possible to 
isolate the primary low-molecular polymers. Diners as well 
as low-molecular polymers were separated. In investigating 
the composition and structure of low-molecular compounds the 


dimer Colt, C1, and the product CoH, cl, were found. The 


increased mobility of the chlorine atom increases the 
capability of forming the complex CHsCCl=-CH-CH.*.PeCl ,~ 


under the influence of the said catulysts.- This complex 
is bound to dichlorobutene according to schene 1. The 
obtained dimer 2,6,6-trichloro-5~chlorozethylheptene-2 has 
the structure (II) which was supported by ozonization, as 
in the products of decomposition of acetic acid (80% of the 
theoretical yield) f-chloronethyl-y- dichlorovalerianic acid 
(62,9%) and hydrochloric acid (3150 were found. The 
formation of the above nentioned CoH, C2, side product is 


tentatively explained by stheme 2. In the reaction process - 
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Investigation of the Polycondensation Mechanisa of 1,3- 19-28.3~1/61 
~Dichlorobutene-2 Under Action of FPriedel~Krafts-Custavason 
‘Catalysts I . 


therefore a binding of two molecules 1,3-dichlorobutene~-2 
exists under the formation of 2,6,6-trichloro-5chloromethyl~ 
‘heptene-2; from this hydrogen chloride is split off under 
the formation of 2,6-dichloro-5-chloromethylheptadiene-2,5. 
At the same time polymers of high solecular weight are 
formed the composition of which confiras the proposed 
polycondensation achese. A vulcanization process of poly- 
chloroprane with metal oxides by condensation was suggested, 
which takea place under the action of the setal chlorides 


forming in it. There are 5 references, 4 of which are Soviet. - 
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AUTHORS: Klebanskiy, A- L., Sayadyan, A- G., Barkhudaryan, 
, TITLE: The Reaction of 1, 3-Dichlorobutene-2 With Chloroprene Under 


the Action of Priedel - Krafts - Gustavsor Catalysts. II 
(Veaimodeystviye 1,3-dikhlorbutena-2 8 khloroprenoa pod 
vliyaniyen katalizatorov Fridelya - Kraftsa - Gustavsota. II) 


PERIODICAL: a Obshchey Khimii1, 1958, Vol. 26, Nr 3, pp- 574-578 
USSR 


ABSTRACT : In connection with the investigations carried out by one of 
the authors on the synthesis of compounds aodelling the basic 
structural types of synthetic rubber with regard to their 
different reactivity, also the reaction of croty] chlorides 
of different structure with chloroprene, isoprene and divinyl 
were investigated. Here the results of the reaction of 1,3- 
-dichlorobutene-2 with chloroprene in the presence of the 
catalysts AlCl, and FeCl, are given. In both cases low-a0lecular 
and resinous ptoducts were observed. When using AlCl, the 
yield of the binding product (1 mol. to ! ol.) was Very 

Card 1/3 Small. With an increase of the concentration of the catalyst 
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fhe Reaction of 1,3-Dichlorobutene- 
n Catalysts. II 


Action of Priedel - Krafts - Gustavso 


mation of high-soleculer cospounds is taking 


place waich makes more difficult the isolation of low-. 
snolecular compounds. fhe ratio between the initial products 
exercized great 4{nfluence on the final products, the yield 


of the primary binding produ 
f 1,2-dichiorobutene-2. As results of the 


dichlorobutene-2 with chloroprene as prinary 
product the forantion of 61x compounds can be expected (see 


formulae (1) (11) 6(12E) 5 (1¥) 6(V) 6(V2))- Their structure was 
proved by ozonization, as in the products of deconposition 
cetic acid and succinic acid (75.6% - 


Bo, 3% and 81,09%) were found, 1t must be agsuned that in this 
reaction the atep-by-step condensation takes place 

follows: Firat the compound cH, 
cH,CCL=CHCH, (CH,CO1=CHCH,) 200 then cH,ccl=cHclt, (CHCC= 
=CHCH,),C1, etc. Such reactions are described in publications 


mainly the for 


as ttelonerization". 
Thus it was shown that in. the presence of the two catalysts 


Card 2/3 1,3-dichlorobutene-2 coabines with chioroprene in the position 
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“fhe Reaction of 1,3-Diohlorobutene-2 With Chlaroprene Under 79-28-3-2/61 
the Action of Friedel - Krafte - Gustavson Catalysts. II 


1,4, forming products containing one, two, three or more 

molecules. The product of the reaction of one nolecule 1,3- 

-dichlorobutene-2 with one moleoule chloroprene hae the 
structure of 1,3, 1-trichloro-octadiene-2,6.7here are 6 | 
references, 3 of which are Soviet. 
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ABSTRACT: 
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_KXlebanakiy, A- L.; Sayadyan, A- G., 19-28-4-7/60 


Barkhudaryan, M. G. 


Interaction of tha 1,3-Dichlorobutene-2 With Ieoprene 
and Divinyl Under the Action of PeCl,. III (Vzaimodeyste 
viye 1.3-dikhlorbutena-2 8 izoprenoa 4 divinilom pod 
viiyaniyen PeCl,. 111) 


Zhurnal Obshchey Khimit, 1958. Vol. 26, Nr 4, 
pp. 861-684 (USSR) 


In the previous paper the investigation results of the 
reaction of 1,3-dichlorebutene-2 with chloroprene under 


‘the action of the catalysts ty Fridet® - Krafte - Guotave 
‘gon (Zhurnal Obshehey Khisis. 1958, Yol. 28, pp- 574) 


were demonstrated. The authors continued work in this 
direotion and investigated the reaction of the interace 
tion of 1,3-dichlorobutene-2 with isoprene and diviny2 
in the presence of FeCl, In both cases the formation 


of low molecular as well as of resinoid products sas 
observed, They did not succeed in precipitating the 


APPROVED FOR RELEASE: 06/19/2000 


CIA-RDP86-00513R000723010010-7" 


peaks REEEASE: 06/19/2000 CIA-RDP86-00513R000723010010-7 


"APPROVED FOR RELEASE: 06/19/2000 


CIA-RDP86-00513R000723010010-7 


Interaction of the 1,3-Dichlorobutene-2 With 79-28-4-1/60 
Isoprene and Diviny] Under the Action of FeCl, - 1tl 


primary product by using the catalyst AlC1,-. For this 
reason further experiments were carried out only with 
the catalyst FeC},. On thie occasion ‘concentration did 


not surpase 0,25 mol %. In the case of higher concentrae 
tion the number of the high molecular products increased 
with eimultaneous decrease of the yield of the primary 
addition compound, which rendered difficult the precipi 
tation of the latter. In resections with isoprene as well 
ag in those with divinyl the compound of the products 
influences the :nteraction of the initial substances on 
which occaaicn the siold of the ptiwary additional cose 
pound increases with tho increase of +, 3~dichlorobutene-2 
excess. In the addition of 1,3-dichlorobutene-2 as primary 
product to isoprene the formation of 6 products may be 
expected as result according to the direction of the sds 
dition: 1:43 4«18 +223 2.34 3.4 and 4,3. It was found 
that the addition sainly takes place in position 1,4 with 
the formation of compound (1). 


CH,CC1 —SHCH,CH,C —==SHCH,C} ; 
card 2/4 (1) bie 
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The structure of the formed product was proved vy ozonia 
zation. No addition products of two 1,3-dichlorobutene-2 
moleouies +o one ieoprene molecules are observed in the 
reaction mixture. In the addition of 1,3-dichlorobutene-2 
as primary produst. to divinyl the formation of three 
different reaction products can be expected according to 
the direction of the addition (1,48 1,2 oF 2,1). The 
method of ozonolysis was aged for the deternination of 
the structure. The result shows that the addition takes 
place also in this case mainly in the 1,4 position and 
that a compounds 


cH, CC) = CHCH,CH,CH s=-CHCH,Ci 


foros. : 

’iso in thie case no addition products of two 1,3-dich= 
lorobutene-2 molecules to one divinyl molecule were obe 
_gerved in the reaction pixrture. The results of the investi= 
gation proved that in the case of chloroprene as well as 


Card 3/4 with isoprene the reaction of telomerization takes place 
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under. the formation of higher molecular compounds. 
Conclusion: It was found that in the interaction of 
1,3-dichlorobutene-2 with isoprene and divinyl tarry high 
molecular material as well as low molecular primary 
addition preducts are formed. 1,7-~dichloro-3-methy] 
octadiene-2,6- an addition product of 1,3-dichiorobutene-2 
to ieoprene in poai*%ion 1.4 was precipitated. 4,7 -dichloro 
octadiens..2,6+ an addition product of 1,3-dichlorobutene-2 
to divinyl in position 1.4 was precipitated. 

There is 1 table. O references. 
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19-28-4-49/60 
‘AUTHORS! iebanskiy, As L. , Vilesova. HM. 3. 


‘SITLEs Research in the Field of the Synthesis and Polycondensation 
of N-Alkyl Derivatives of Hexane thylene Dianine (Issledovaniye 
y oblasti sinteza i polikondensatsil Healkilproiayodnykh 
. gekennetilendianina ) II. On the Synthesis of N-Monoalkyl 
Derivatives of Hexanathylene Diasine fe © ainteze N-mono- 
alkilproizvodnykh geksanetilendianina 


PERIODICAL 1 Zhurnal Obshchey Khimid ,1998 ,Vol.26 Nr 4, pp. 1073-1075( USSR 


ABSTRACT’ The production of H-nonosubstituted hoxame thy lene dionines 


by means of the normal nethod of reducing alkylation (Ref 1) 
ie connected ¢ difficulties. fhe carbonyl compound 

ge of the reaction, react 

a well as with the anino 

diamine. Thus, a con~ 

es which “an be 
ntains @ con- 
forms. 
ubsti- 
Card 1/4 
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gynthesis and Polycondensation of NeAlkyl 


Research in the Field of the 
Synthesis of N-Hono- 


Derivatives of Hexamethylene Diamine. II. On the 
alkyl Derivatives of Hexanethylene Dianine 


solid hydrates {nsoluble in water aay fora from W-mono- 48 
well as from N,N!.-dialkylated diamines. For this reason 
the reaotion is carried out best in the aqueous nediua and 
the ratio between the quantity of the alkylating compound, 
and hexasethylene diamine was selected correspondingly lower 
(up to 1 mol per 1 mol dianire ). Greater yield of N-nono~ 
substituted diamine 18 achieved by the fact that it pre- 
oipitates from the aquecus solution in the form of the solid 
hydrate. Due to thie reason the probability of the reaction 
of the second amino group with the alkylating agent is re- 
duced and the reaction ie shifted mainly to the side of 
H-monoalky lati on. The fornation of hydrates was investigated 
quantitatively by the exanple of the digutstituted deriva- 
tives, especially by the example of N,N*-di-n-butyl and 

HN! ediieopropyl hexanethylene diamine. Disudstituted di- 
anines form orystallized white hydrates if water is added, 
and also in an atmosphere saturated with steaa, and in air. 
In drying with rf the exsiccator water 48 completely 


Card 2/4 separated and th -forned diamine proves identical with 


Ea 
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Diamine. 
Diamine 


the original diasine. It could be observed 


- that 1 mol of the 
2 nole of 
of water takes place nuch 


79-28-4-49/60 


Synthesis and Polycondensation of N-Alkyl 
II. On the synthesis of N-Mono- 


water and then forns 4 hydrate} further absorption 


given condi- 


tions 1 nol diamine absorbed saxiaally 4 mole water. The 


dehydrate 
dnsoluble in water, 
methylene diamine dissolves in 


of the H,N'-di-n-butyl-hexanethy lene 
the dihydrate 


diamine is 
of 11,1! -did sopropyi-hexa- 


the excess watere Also 


N,N! -didsobutyl-» i Nt-di-n-buty1-2-hexane thy lene diamine 


and others fora hydrates. 
forn crystallized hydrates in 
gaturated with stean). 
dialkyl diamines and the 


Monosubstituted diamines 


equally 
the air (in an atmosphere 


The decrease (in the yield of H,N'- 
formation of a certain amount 


of Hemonosubstituted diamine at the carrying out of the 


reaction of the reducing alkylation in 


fornation of 
mono-sub 


explained by the 
of representation of 
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methylene diamine, however, it oan also be used for the : 
oyntheeio of other monosubstituted derivatives which form 
hydrates insoluble or difficultly soluble in water. The | 
hydrate of N-monoisopropyl-hexanethylene diaaine is soluble 
in oxcess water. However, also in this cause the yield of 
the Nemonosubstituted product io increased in carrying 

out the renction in the aqueous mediua. 

In an experinental part the alkylation by means of the 
n-aldehydes of the aliphatio series, and by acetone is 


deocribed in detail. There are 1 figure, 2 tables, and 
1 reference, 1 of which is Soviet, 
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AUTHORS: Klebanskiy, Ae Les Vilesova, We 5. $07/ 79-28-6-19/63 
een eS : 


TITLE: Investigation in the Pield of the Synthesis and Polyconden- 
gation of N-Alkyl Derivatives of the Hexamethylenediamine 
(Issledovaniye ¥ oblasti ainteza i polikondensetsii ie 

ealkilprodsvodnykh gekeanetilendiamina) ITI. On the Influence 
of the Structure of the Substituting Radical on the Direo~ 
tion of Reaction of the Alkylation of Hexanethylenediamine 
(111. 0 viiyanii atroyeniya saneshchayushohego redikala ne 
‘napravientye reakteit alkilirovaniya geksanetilendiamina) 


PERIODICAL: Cont obshchey khimii, 1956, Vol. 28, Kr 6, ppe 1524-1528 
USSR 


ABSTRACT t The earlier investigations (Ref 1) of the reduction alkyla- 
tion of hexamethylene diamine made it possible to the auth- 
ors to determine soae dependences of the radical etructure 
of the carbonyl compound on the reactivity in the alkylation} 
among the carbonyl compounds formaldehyde plays & apeocial 
role. Different fros reactions carried out earlier with fora- 
aldehyde the alkylation had to ve carried out in neutral 
medium and the hydrochloric salt of hexanethylene diamine 
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30W/ 79~-28~-6-19/63 
Investigation in the Field of the Synthesis and Polycondensation of N- 
~Alkyl Derivatives of the Hexanethylenediamine. III. On the Influence of 
the structure of the Substituting Radical on the Direction of Reaction of 
‘the Alkylation of Hexamethylenediamine 


had to be used. At the molar ratio of diamine to aldehyde «1:2 — 
the asynmetrio H.dimethylhexamethylene diamine (75 %) of the 
formula (ca) H-(CH) HB. was obtained as main produgt. The 
high-boili Sract ibn obthined as secondary product contein~ 


ed mainly the tri-substituted diamine. I% i8 shown that the 
chosen direction of the reduction alkylation of hexamethylene 
diamine in the direction to ‘the N,N! -dialkylation 40 determin-~ 
ed by two opposite 4nfluences, Wise by the snorease of the 


reactivity of the substituted amino group and by the steric 
effect of the substituent. Beginning with isopropyl] and 
higher an exclusive direction of the reaction to the side 
of the N,N'-disubstitaution 4s observed. On the {introduction 
of the ethyl~ and n-propyl radical the synthesis of the pure 
symmetric hexanethylene derivative is made difficult. On 
the introdugion of the methyl the reaction takes place com 
pletely to the side of the formation of the asymmetric prod: 
vot of substitution. The introduction of a tertiary butyl 
Card 2/3 group to the amino group of the hexamethylene diamine is not 
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| | | . 307/79-28-6-19/63 
Investigation in the Field of the Synthesis and Polycondensation of H- 


-Alkyl Derivatives of the Hexamethylenediamine. III. On the Influence of 
the Structure of the Substituting Radical on the Direction of Reaction of 
the Alkylation of Hexamethylenediamine - 


achieved whereas trimethylsilyl easily substitutes both hydro~ 
gen atoms under the formation of a four times-substituted 
compound. There are 2 tables and 3 references, | which 

are Soviet. 
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1. Alkyl derivatives--Synthesis 2. Methyl hydrazines--Chemical 
reactions : 
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Investigation in the Field of the Synthesis of N-Alkylhexa- 
methylene Diamine Derivatives and Their Polycondensations 
(tesledovaniye ¥ oblasti sinteza H-alkilproisvodnykh geksa~ 
metilendiamina 4 ikh polikondensatsii) ¥, Some Problems 
Concerning the Reaction Kinetics of the Reduction Alkylation 
of Hexamethylene Diamine (¥. Nekotoryye voprosy kinetiki 
hare ae yosstanovitel 'nogo alkilirovaniys geksametilendi- 
amina 


PERIODICAL: issn). obshchey khimii, 1958; Vol. 26, Nt 6s PP 1526-1534 
USSR 


ABSTRACT: The purpose of the present paper was to explain:1) The de~ 
pendence of the reaction velocity on the conditions under 
which the process takes place, and 2) The influence of the 
structure of the alkylating compound on the reaction velo~ 
city of the reduction alkylation cf hexanethylene diamine. 
Based on the results which were obtained py the authors in 

the synthesis of N-substituted diamines 4t was possible when 

using thess data to determine she course of reastion and to. 
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carry out the comparison with various alkylating compounds. 

The investigation of the reaction of the reduction alkylation 
of hexamethylene diamine with aldehydes and ketones at in- 
creased (100 ~ 50 atmospheres) as well as at normal at- 
mospherio pressure showed that this reaction apparently 4a 
of suction character which 1s limited by the diffusion stage 
of the reaction compynent of soluticn and gatalyst. It was 
ahown that the reaction velocity does not depend on the con~ 
centration of the components and their conversion in the 
reaction process (Figs 1 - 5). On the other hand it also 
considerably depends ¢n the structure of the alkylating al- 
dehyde or ketone. Tt was found that the reactions of the 
reduction alkylation of hexanethylene at normal pressure and 
above 50 atmospheres absolute pressure are of zero-th order, 
and within the interval ef from fo tc 40 atmospheres they 
are of first order) thie fect can be explained by the ine 
complete sucticn saturatios of the catalyst within thie pres- 
sure interval. It was shown that the above mentioned reaction 

‘Cara 2/3 volocity 16 on the one hand dependent on the relative polari- 
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Investigation in the Field of the Synthesis of N-Alkylhexamethylene Diamine 
Derivatives and Their Polycondensations. V. Some Problems Concerning the 
Reaction Kinetics of the Reduction Alkylation of Hexamdhylene Diamine 


ty of the alkylating compounds and on the other hand by the 
sterio hindrances caused by the structure. fhe second fac~- 
tor plays a réle only in the case of ramified carbonyl com- 
pounds. There are 6 figures, 3 tables, and 3 references, 2 
of which are Soviet. 
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1. Alkyl derivatives--Synthesis 2. Methyl hydrazines--Chemical 
reactions : 
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AUTHORS ; Klebanskiys Ay Lz, Vileaova, BH. S- ov /79-20-7-11/64 

SITLE: Investigation in the Field of the Synthesis of the R-Alkyl 
Derivatives of Hexanethylene Dianine and Their Polycondensations 

ssaiedovaniye V oblasti sinteza Healkilproizvodnykh ceksameti- 

Lendiamina i ikh polikondensateis) ¥. On the Reaction Mechaniss 
of the Reduction Alkylation of Hoxanethylene Dianine (¥.0 
-mekhanizme reaktsii vosstanovitel 'nozo alkilirovaniya geksatoti-+ 
lendiasina 


PERIODICAL: Zhurnal obshohey khinil, 1958, Vol 28, Wr 75 
pp. 1767 - 1772 (vssR) 


ABSTRACT: The problem of the possible intermediate products and of the 
role played by the catalyst is of inportance for the explanation 
of the reaction mechanism of the reduction alkylation of hexa- 
methylene dianine. It is generally asgused that in such reactions 
an azonethine base, i-¢. Schiff's base (Ref 1) occurs a6 inter- 
mediate product. In order to determing its presence in the case 
investigated the reduction velocities of the mixture of heza- 
methylene diamine butyric acid sldehyde and of the corresponding 
azomethine base with the formula a 
card 1/3 CH,CHCI, Cite HH(CH,);iliem CHCHACHYCH, wore compared to each 
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Investigation in the Field of the Synthesis of the gov /79-28-7-11/64 
Ne-Alkyl Derivatives of Hexanethylene Dinnine and Their Polycondensations. 
¥. On the Reaction Hechanisa of the Reduction Alkylation of Hexancthylene 
Diamine ia 


other in alcoholic solution. Fron figure 1 say be Been that 
the reduction of the above mentioned mixture takes place con 
siderably moro rapidly than that of the pure Schiff's base. The 
investigations phowed that according to the infrared spectra 
and tho polarographic data obtained 4 Schiff's base is present 
in the mixture of hoxanethylene disaine and butyric acid al- 
dehyde. In the hydration with hydrogen tho reduction velocity 
of Schiff's base ie considerably higher at the sonent of 
separation than that of the aixture of hexancthylene dianine 
and the carbonyl compound. A reaction mechanica of the reduction — 
alkylation is sugested according to which the dinaine and 
the carbony) compound are andividually chenically absorbed, 
converted and reduced in tho absorbed state. fhe velooity of the... 
reduction alkylation 4s determined by the chenical absorption 
of the single reaction component. The reduction of the base 
existing in the solution does not determine the course of the 
Card 2/3 process ao 4 whole. There are 3 figures, 1 table, and 3 refer- 
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Investigation in the Field of the Synthesis of H- 307/79-28-7-12/64 
Alkyl Derivatives of Hexamethylene Diamine and Their Polycondensations. VI. 
The Synthesis of the Polyamines Proceeding From the MeAlkylated Hexasethylone 
Diamine. The Synthesis of the Partially N-Alkylated Polyanides _ 


and consists of comparatively short polyner molecules combined 
by hydrogen. The properties of these products are not only 
determined by the nuaber of the existing hydrogen bindings but 

also by the structure of the substituted radical. The polymers. 
of the second type do not have such a binding. Their basic = 

_ polyamide chains are lengthened ond cause valence bridge bonds 

- between the chains to be formed with diisocyanate at the ex- 
pense of the reaction’ of their end groups, ahich are produced 
in the reaction of the diisocyanate with the foraing carbamide 

_. groups. These polynors (of second type) are of isportance for 
the modification of their physicochenical properties. Polyanides 
of various degree and of different order with respect to their © 
N-substitution, based on the conversion of the H,H'-di- and 
N-monoisopropyl hexamethylene diamine with adipic acid were 
obtained and characterized. There are 2 figures, 3 tables, and 
7 references, 3-of whioh are Soviet. 
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AUTHORS : Kiebanakiy, A. Lo, Vilesova, B. 3. gov /19-28-7-13/64 


TITLE: Investigation in the Field of the Synthesis of the H-Alkyl i. 
Derivatives of Hexanethylene Diamine, and Their Polycondensations 
(Iasledovaniye V oblasti sinteza Mealkilproizvodnykh geksanetile - 

endiamina 1 ikh polikondensats14) YII. The Cosplete production 
of N-Alkylated Polyamides and the Coupling of Their Chains 
With Diisocyanate (VII. Polucheniye polnost'yu Healkilirova 
poliamidov 4 soohetaniye ikh teepey diizoteaianaton) » 


Periodical: Zhurnal obshchey khimii, 1958) Vol. 28, lir 7» 
pp. 1777 © 1781 (USSR) 


ABSTRACT: many scientists (Ref 1) used as neand for 
yester chains. This nethod is enployed 
Atuted polyamides for the first tine; 
A complete synthesis of the H- 
om adipinic acid and H,t'- 
dialkyl h substituents. 2) 
The lengthen polyamide, and 
transformation 0 lyner into a space polyner by & 
Card 1/3 reaction with diisooyanate according to the mentioned scheae. 
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Investigation in the Field of the Synthesip of the N- 80V/79-28-7-13/64 
Alzyl Derivatives of Hexamethylene Diamine, and Their Polycondensations. VII. 
The Complete Production of NeAlkylated Polyasidea and the Coupling of Their 
Chains With Didsocyanate 


In order to secure the chain formation of the polyamide in the 
lengthening by means of diisocyanate a polymer with secondary 
amino groups at the chain terminals had to be obtained, which 
wae achieved by excess disaine. Therefore no salts served as 
initial products but a free substituted diamine and adipinic 
acid. Oonoluding Nealkylated polyanides were synthetised with 
different substituents and it was shown that polyamides with 


ramified radicals (isopropyl-,butyl-2-) of wax-like character 

as well as those with line radicals (n-propyl-,n-butyl-) of 
baleam-like character are soluble in benzene. It was found that : 
in the conversion of the Nealkyluted polyamides with diisocyanate’ - 
a lengthening of the chaina take place on which occasion poly~ 

mers with ramified substituents form solid, and even brittle 
products, whereas such with linear substituents form elastic 
products. The second treatment with oxcesas diisocyanate leads : 
to polyamides of espace structure. There are 1 figure, 4 tables, © - 

Card 2/3 -- and 3 references, 2 of which are Soviet. 
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_Klebenskiy, Se bey Krasinekcye, 2. % 5307/7 7-28-6-13/66 
"\~astrenar-hn cau rae 


“-nthesie of the Alkoxy “erivatives of Divinyl 2cetyievce 
(sintes alkoksiproisvodnykr divinilateetilens) 

YII, Concerning the Grientation of the Addition of Hthyl 
aleohol to Divinylucetylene (VIT. 0 napravienis pricoyedineniys 
«tilovogo erirta k dtvinileteetilenu) 


Shurnal obshchey khimii, 1958, Yol. 26, Hr 3, ppe cede? 64 (B43 


In & previous report (Ref 1) it 28 shorn that the addition 
of various alcohols to divinylacetylene, in the presence of 
a egodium alkoxy compound and at the boiling point of the 

mixture, takes place at varying positiong. One could asrune 
that the locus of addition was dependent upon the reaction 


temperature or the structure of tho radicel. In order to 


clarify the influence of tho reaction temperature on the po- 
sition at which ethyl alcohol adds to divinyl acetylene a 


decomposition reaction was carried out in the presenc® of va 
a yodium alkoxy compgund and at a lowered tenpereturu cf 60° (presto 


tenperature: 85 - 99 ), a temperature corresponding to the 
reaction tenperaturo for methyl alcohol. It ras found that 
the addition takes place primerily in the 1 and 4 poritions, 


sat 
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uynthesia of the alkoxy. Derivatives of Divinyl 9507/19-23-8-13/66 
Acetylene. VT. concerning the Orientation of the sddition of “thyl Licohol 
to Divinylucetylene 


as ia the case with methyl alcohol, and not in the 1 a4 6 
positions as it had et the higher tenperature. Sho rate of 
-ddtion of the ethyl alcohol is clearly less than that for 
metayl alcohol at the sume temperature. The yield of cthory 
Aerivetive after 300 hours was 14 fh, while the methoxy yield 
wus if - 13. efter 40 - 60 hours, both calculations based 
on tho atarting carbonic acid. The addition product of the 
ethyl zlcohol iv & Znethoxyhexatriene-1, 304 (Jorauln {). Its 
atructure wea proved by ozonolysis, whereby formic, ecetic, 
und oxslie acids were obtained. Thus it w:98 shorn that the 
addition of ethyl alcohol to divinylacetylenc 4a conditioned 
by the reaction tenpereture (see Forsule I and Pormule IT)- 
“Sarthe inveetiat tione showed that an {eonerication results 
ahen the uixtura ig heated for a longer time, and that the 
primary -d4ition loci ere tho 1 and 4 positions, the t en 

6 sosition Zoras then resulting from subsequent {rouerize: tion. 
There ure 3 references, 2 of which are Sovict. 
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Klebanskiy, Ae bes Sayadyan, A. G-, gov /19-28-12-20/41 
Barkhudaryan, A. Ge -: 


Telomerization of Chloroprene in the Heaction With 1,3- 
Dichloro-Butene-2 Under the Action of FeCl,. IV (Telo- 
nerizatsiya khloroprena pri vzaimodeystvii~ s 1,3-dikhlor- 
butenom-2 pod viiyaniyen FeCl. 1v) 


Zhurnal obshchey khimii, 1918, Vol 28, Nr 12, 
pp 3253 - 3258 (USSR) , 


According to references 1 and 2 the activity of chloroprene 
in telomerisation reactions under the action of ion cata- 
lyats 18 lower than 4n other diolefins. This property 
contradicts the conparatively higher renctivity of chloro- 
prene in the radical polyaerization, the velccity of which 
ie higher by 760 timen than that of isoprene if the process 
is carried out in a homogeneous mass. To determine the 
effect of the ratio between 1,3-dichloro-butene-2 (1) 

and ohloroprene (II) 4n the prenence of FeCl, upon the 
molecular weight of the foraing teloners the’ authors 
carried out the telonerization within the wide range of 
tho molar ratio -(1) : (11) of from 2:1 to 12500, which 1s 
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Telonerization of Chloroprene in the Reaction With 307/79-28-12-20/41 
1,3-Dichloro-Butena~2 Under tha Action of PeCl,. IV 


of theoretical and practical interest. In the chloroprene 

rectifieation product and especially in the raw product 

there are inpurities of dichloride and FeCl contained 

which cause the formation of low-nmoleculur polynere in 

the rectification, and evan on longer standing. These in- 

puritica coming fron the naterinl of the apparatus used 

ahange the aolecular weight and plasticity of the polymers 

forning from chloroprene. In the emulsion polymerization 

these impurities do not exert any influence as the iron 

chloride 4a hydrolyzed and becomes inactive (see results 

on all this given in table 1 and in figures 1-4). By in- 

veotigation of the polymers obtained the authors proved 

that 1.3«dichloro-bute:e-2 is a component of all poly- 

ners. Ite quantities decrease with decraase of its molecular 

ratio to chloroprene; the sediuz molecular weight of the 

polymers inoreases accordingly. a sufficiently go.1 

congruence of the molecular weights sas found, which 

were determined oryoscopically and vircosinetrically 

according to the ohlorine to be oaponifiod. This is proof 
Card 2/ 3 of the telonerization schone sugveated on the action of FeCl. 
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1,3-Dichloro-Butena-2 Under the Action of FeCl,. IV 


There are 4 figures, 2 tables, and 2 references, 1 of 
whioh ia Soviat. 
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Val'nova, 0. H., Mikheyev, Ye. Is, : $0V/20-123-4-33/93 
Klebanakix, tele, Pilimonova, N. P. 3 


Catalytic Interaction Between Alkyl Dichloro Silanes and 
Halogen Substitution Froducto of Borzene (Kataliticheskoye 
vzaimodeystvize alkildikhlorsilanov a zaloidsareshohennyad 
benzola 


Doklady Akadendi nauk SSSR, 1958, Vol 123, Mr Ay 
pp 693 - 695 (USSR) 


The above interaction is nentioned in only a few patents 

(nef 1). The authors investigated the sane interaction of 
methyl dichloro silane with chloro benzene and fluoro benzene 
as well as the sane reaction of ethyl dichloro silane with 
chloro benzene. Boric acid with its nunerous advantages wae 
used as outalyst, or more aceurstely as source naterial for 
the ontalyst. A) Reaction of methyl and ethyl dichloro silane 
with chioro benzene. The temperature necesssry for introducing 
the reaction amounts to 255° (methyl dichloro silane); it is 
10° higher for etiyl dichloro silane. Table 1 shows the 


CIA-RDP86-00513R000723010010-7" 
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dependence of the yield of ethyl chlsro-phenyl dichlors silane 
on the tonpersture of the synthenis. The following products 
are formed in the reaction of methyl dichloro silane: 
remain uncharged;~7% methyl dichloro silane,~w 5% dimethyl 
dichloro silane, ~w 60% unchanged chloro benzena, ~w 4% inter= 
mediate friction (boiling point 44-126°/29 a1),a) 10% methyl 
chloro-phenyl dichloro silane, sndw 5 4 reaidue in the flask. 
Gaseous products contain 86.5-87.5% hyurogen, 9-10% methane, 
and 0.7-1% hydrogen chloride. The isoners of ethyl chloro- 
phenyl dichloro silane are contained in the fractions as 
follows; ortho- v20%, meta- ~ 45%, and paras ay 35%. The total 
yield of all isomers amounts to 24-27% of the reacted methyl 
dichloro silane (the ratio of the iromcrs was determined by 
K. K»popkov). The yields were aloo given for other substances 
mentioned above. From table 2 it scy be seen that in the 
anid reaction the reactivity of tho benzene nucleus decreases 
regularly with the sucesaful substitution of a hydrogen atom 
by a halogen anton. This deercane in the more abrupt the bigher 
Card 2/3 the polarity of the halogen. There are 2 figures and 3 
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references, 1 of which ia Soviet. 
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(Butoxy group) (Rubber, Synthetic) 
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(Rubber, Synthetic) (Hydrasy1) 
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TITLE: Preparation of Div inyl by the Catalytic ydrogenation fh i 
Vinyl Acetylene jalatitichedaye eiriravaniye vinitss ena 8 toel'- 

yu polucheniys divinila). I- General Kinetic Rules of the aie 
Selective Hydrogenation of Vinyl Acetylene in Solution(I. Ovsholi- 


ye kineticheski ye zakonomernosti 4zbiratel'nogo gidrirovaniy® 
vyinilateetilena Vv rastvore 


PERIODICAL: | Zhurnal obshohey Khimii, 1959 Vol 29, Nr 3 pp 824-830 (ssh) ne 


ABSTRACT? — hydrogenation : 


cess for 
position of ¢ 
the solution with various 
palladium catalyst produces the high 
hydrogenation. This capability 48 illustra 
graduation order: palladiun- > iron - 
platinum plack catalyst, which is 
card 1/3 and 4. The hydrogenation with the palladium ca 
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-process and to facilitate 
product of the reaction, 
state, the composition 
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not possible owing 
tion of vinyl acetylene was carried out 


catalyst with finely powered eilica gel as 
in the firat 


genation the reaction rate is directly proport 


In the diffusion range OP . ‘ 
eaction rate increases proportional ly to the in= 
of stirring of the solution and does not: 


of the catalyste 
inoreasas proportionally to the ine 


of the hydrogen. 


those conditions which produce the 
the separation of the ay 8 
the divinyl, (vutadiene-1,3) in a pure. 

{ of the reaction procucts obtained at es 
different intensity of hydrogenation was 
initial stage of the proceas, 
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step of the process on 

In the kinetic range of hydro- 
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the intensity 


depend on 
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In order %¢ 
highest selectivity in the 
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determined. In the 
up to a hydrogenation intensity 
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sov/19-29-3-16/63 
Preparation of Diving» Mhe/tatalytic Hydrogenstion of Vinyl Acetylene 
ee tivice 2eGenerai cere ates of the Selective Hydregenation of Vinyl 
Acetylene in Solution 


~30% (calculated with respect t» the acetylene bond) the 
affiliation of the hydrogen was found to take piace tainiy %6 
the triple bond. On further hydrogenation in addition to this 

affiliation a hydrogenation of the divinyi being formed takes 

' place wherein the reaction products represent a very complex 
mixture of hydrocarbons which are difficult to separate, By 
hydrogenation of the mixture of vinyl acetylene and divinyl! 
the above mentioned reaction sharecter was confirmed. On a low 
intenaity of hydrogenation (up to 30%) practically only 4f- 
vinyl is obtained. There ara 4 figures, 2 sabies, and 9 ret~ 
erences, 5 of which are Soviete 


ASSOCIATION: Vaesoyuznyy nauohno~issiedovate.'skiy institut sintesicheskogo 
: kauchuke (All-Union Scientific Research Institute of Synthetic 
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TITLE: Preparation of Diving} - the Catalytic Hydrogematicn of Vinyl 
‘Acetyléte. ~ ia bier Kataliticheskoye gidrirovaniy« vinil-. 
atsetilena s tael’yu polucheniya divinila). I. Infiuence - 
Exerted by Varioue Factors Upon Rate and.Selective Behavicr 
of Hydrogenation of Vinyl Acetylene (1. Viiyantye raziichnysh 
faktorov na skorost'4 tabiratel'nost! gidrirovaniys wintl- 
atsetilena 


PERIODICAL: Zhurnal obshchey khimii, 1959, Yol 29, Nr 3; pp 830-836 (USSR) 


ABSTRACT : In the present paper the authors present data on the infiuence 
exerted by the nature of the carrier and scivent, the reaction 
temperature and the intensity of the mixing of the solution 

upon the rate and the selective tehavior of the hydrogenation 
of vinyl acetylene. In order to investigate the inflaence of 

the conditions at the preparation of the catalyst and that of 
the character of the carrier upon the rate and the select: ve 
behavior of this hydrogenation, experiments with paliadiua on 
silica gel, with barium sulfate and with polyvinyl alcchol were 
carried out. It was found that a modification of the preparation 

Card 1/3 conditions of the catalyst and of the nature of the carriar 
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influences the reaction rate, but that the gaelective behavior 
of hydrogenation ig not markedly influenced ty these modifi-~ 
cations. The resulta obtained theoretically completely sor@ 
respond with the publications available in this field (Ref 2)+ 
From among 411 factors investigated the intensity of the mixing 
of the solution and the percentsge of the quantity of the 
medium exert & noticeable influence upon the selectivity of 

the reaction. At a low intensity the reaction aid not proceed 
pelectively. In the alcohol solution with the py >7 the re-~ 
aotion proceeded more rapidly but with lese selection than in 
acid and neutral medium. The determined hydrogenation character 
of the dissolved vinyl acetylene in the presence of the pal- 
ladium catalyst as well as the determined dependens® of the 
selective behavior of the process on the intensity of the 
mixing of the solution completely egree with the absorption 
theory concerning the catalytic hydrogenation (Ref 4)- 

There are 1 figures 5 tables, and 5 Soviet referencese 
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AUTHORS : Kiepanskiy, A: Bu, Tmofeyeys 0. A. er 

TITLE: Emuision copolymerization of Hexafluorobutadienc With 
piene Compounds. Communication II 


PERIODICAL: Zhurnal prikladnoy Khimii, 1959, Yol 32, Nr 10, PP 22gh- 
2299 (USSR) 


ABSTRACT: The study deals with the comparison of the reactivity 
: constants of solution copolymerization and emulsion 


copolymerization of chloroprene with hexafluorobutadiene » 
and with the characteristics of copolymers thus obtained. 


The experimental part was Bart aide 
authors (in this journal, 1959, Vol 32, Nr 9). Esteramine - 
nol and lauric acid) 


be the most suitable emulsifying agent, at an optimum con 
centration of 5%. The rate of polymerization increased 


with the acidity of the water phase; the optimum value was 
e water phase of the mono- 


pH = 3. The optimum ratio of th 
mer mixture was 2:1. Among copolymerization catalysts, 
most effective. Tne rate of polymerization 


centration; it depended aiso on 
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Emulsion Copolymerization of Hexafluorobutadiene 75679 
With Diene Compounds. Communication II . $0V/80-32-10-28/51 


the initial ratio of the monomers. The reaction slowed 

down with the increasing hexafluorobutadtene content, and 
increased With rise in temperature. The polymerization. 
constants of emulsion and solution copolymerization de- 
termined on the basis. of experimental data had practically 
the same value; this confirmed the authors’ assumption that 
these constants do not depend on the manner in which the 
copolymerization is conducted. {[t was also established that 
the tendency to the alternation of chloropren¢e and hexa- 
Cfluorobutadiene molecules in the copolymer, 35 well as the 
tendency of hexafluorobutad lene molecules to join together, 
increased with the concentration of hexafluorobutadiene in 
the initial monomer mixture. Copolymers of hexafluoro- 
butadiene with fluoroprene, isoprene, and chloroprene 
vulcanized at a high rate, It would be of interest, there- 
fore, to investigate the feasibility of vulcanizing fluorin- 
ated olefins by incorporation in the chain of smal) amounts 
of hexafluorobutadiene 48 vulcanization inducing agent. 
Kartsev and F. Ye. Berman cooperated in the preparation of 
copolymer samples. Thaore are 1O Pit 3 Uri 3G references, 
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is F. R. Mayo, 
.3., ana 3 Soviet. the U.S. reference 
ay Site onan: Rev., 46, 2, 191 (1950). 
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PERIODICAL:  Kauchuk 1 Resina, 1960, No. 7, pp. 1-3 


paitted data collected 
anes t article the authors have su air oxyger: 
: an he attest of monovinylacetylene, Bt eh eeatta ot ie 
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me Effect of Admixtures Present 4n Chloroprene on the Stability of Nairite 


tration, Larger amounts were not considered since they actually do not occur in 

the monomer (Fig. 1). As much as 0,05 - 0.2% of divinylacetylene in chloroprene 
decreases the plasticity of nairite and also. decreases its stability during ther- 

mal aging (Pig, 2 and 3), The latter effect is explained; 1) by the participation 
of the admixtures in the process of copolymerization with the formation of rasi- 
fied structures due to the multi-functional nature of these compounds ; 2) by the JS 
activation of the oxidizing process, gince it is known that the divinylacetylere 
admixtures activate the oxidizing processes of chloroprene with the oxygen frou 

air, These data point to the necessity of purifying the monovinylasetylene admix- 
tures, The stability of nairite is also lower when it is polymerized in an air 

medium, and it has & ater tendency to scorching, than when polymerized in & ni- 
trogen medium (Fig. h), Nairite is oxidised and forms active peroxides, The 4- 

mount of saponifiable chlorine increases in proportion to the amount of oxygen at- 
sorbed, The increased quantity of the saponifiable chlorine causes the polymers 

to undergo structuralization when being stored or processed and also causes the 
premature vulcanization as a result of the interaction between the metal oxides 
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The Effect of Admixtures Present dn Chloroprene on the Stability of Nairite 


during the processing. Finally, Figure 5 shows that the presence of « 0,02 - 
0,2% concentration of iron salts in chloroprene does not affect the plasticity 
of nairite, There are 5 graphs. ee 


ASSOCIATION; Vsesoyuznyy nauchno-issledovatel'skiy institut sinteticheskogo an 
kauchuka im. 3.V. Lebedeva (The All-Union Sotentifio Research Insti * 
tute of Synthetic Rubber im. 3.7. Lebedev 


_ tute of Synthetic ee 
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TITLE: The Effect of Various Types of Stabilizers on the Change in Nairite 
Properties During Aging 


PERIODICAL: Kauchuk 4 Rezina, 1960;,No.- 8, pp. 9 - 13 


Te authors studied f more effective stabilizers of 
rubber) than auch as thiurem 


factor 

elevated te 

cance. ‘The effect of 
4n Refs. 2 and 3. Th 


perature, as well as during the, 

temperatures 120°C), do not ensure a 

Nairites th the standard rubbe 

ed for 1 hour. p in plasticity 4s as 

ing effect of Nairite. In choosing the proper stabilizers, 
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the chains. Based on these assumptions, it is atated that the listed compounds 
would be better and more effective inhibitors of the oxidizing processes, than 
neozone D. Ths application of neosone D derivatives, with polar substitutes (oxy- 
-group, sulfide bonds) as stabilizers, or increasing the degree of Linkage (di- 
phenyl- and dinaphthylphenylenediamines), does not increase the stability of Nai- 
rite. It does, however, dnorease ita tendency to scorching during thermal aging 
(120 hours at 70°C). From these observations it is concluded that the scorching 
mechanism of the chloroprene polymers is not dependent on the oxidizing processes, 
put is due rather to the radical decay of the molecules along the polysulfide 
ponds forming polymer radicals, which in the presence of thiuram and other come 
pounds, recombine with their radicals. Further deliberation follows on the dis- 
advantages of neozone as an oxidising inhibitor. As to the polyphenols in the : 
role of stabilizers, it was found that in testing compounds containing phenol and 
oxide groups (lignin, dimethylphenyl-n-cresol, paraditertiarybutyldioxyphenylene= 
sulfide), these also had a negative effect on the stability of Nairite, inoreasing 
the scorohing tendencies (Fig. 3). The accelerating effect of the phenols in this - 
aly a 4s thought to be associated with the fact that in the presence of & 
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